Abstract: N-Bromosulphonamides, synthesized via direct bromination of sulphonamides, react with several types of arene substrates in the presence of KSCN to afford aryl thiocyanates. The method appears to be generally applicable to benzenoid substrates with a wide range of substituents, such as N,N-dimethylaniline, p-xylene, anisole, mesitylene and cumene.
Introduction
Direct introduction of sulfur into aromatic rings is an interesting objective. Two general strategies are commonly utilized for this purpose: sulfonation and thiocyanation. Though the latter would be more useful for our purpose, electrophilic thiocyanation methods described so far are often limited in scope [1] , their main disadvantages being that the reagents used are either highly toxic or present serious disposal problems (or both).
The rather unstable thiocyanogen, (SCN) 2 , has often been used, generated usually in situ from copper or lead thiocyanates [2] [3] [4] or from molecular bromine and an alkali metal thiocyanate [1a] . Procedures involving the somewhat more reactive thiocyanogen chloride or iodide, XSCN, have also been described [3, 5] . These methods call for the use of molecular halogen as co-reagent, or call for other sources of Cl 2 such as SbCl 5 or C 6 H 5 ICl 2 . Recently, a number of different reaction conditions based upon the reaction of N-bromosuccinimide (NBS) with alkali metal thiocyanates have been investigated. Based on these literature precedents, we decided to react N-bromosulfonamides with some aromatic compounds under mild conditions in the presence of KSCN.
Result and Discussion
Several methods have been used to prepare arylthiocyanates, as discussed previously. In our attempts to develop a milder, more convenient procedure, we have studied a number of different conditions based upon the reaction of N-bromosulfonamides (A) or (B) with alkali method thiocyanates. While we have not identified the species responsible for carrying out the thiocyanation, we can rule out thiocyanogen since reactions carried out under conditions known to generate (SCN) 2 failed to yield any product. It seems likely that N-bromosulphonamides (A or B), generated by the following reactions, is the actual thiocyanating agents involved. The N-bromosulfonamides have been found to be best reagents in combination with potassium thiocyanate in methanol or acetic acid as solvent. The reagents are stable and can be reused many times. The results obtained are summarized in the The results described in here have considerable potential for the efficient generation of aromatic thiocyanates. The general reaction is the following: 
Experimental

General
Anhydrous conditions were found to be necessary to produce high yields of the desired thiocyanated reaction products. Methanol was dried by refluxing (0.5 h) and distilling from magnesium turnings. KSCN was dried in oven (126 o C) [6] . The N,N ′ -dibromo-N,N ′ -bis(2,5-dimethylbenzenesulphonyl) ethylenediamine and N,N-dibromo-2,5-dimethylbenzenesulphonamide used were freshly recrystallized from hot ethanol and dried over P 2 O 5 for 40 h prior to use [7] . All liquid substrates used were redistilled beforehand. The starting materials were dried and redistilled. IR spectra were run on a Shimadzu 435-U-04 IR spectrometer and 
